5,10,15,20-Tetrakis{(3-bromo-5-phenyl)-phenyl}porphyrin (5)
Pyrrole (4, 0.207 mL, 3.00 mmol, 1 equiv), compound 3 (783 mg, 3.00 mmol, 1 equiv) were dissolved in CHCl 3 (400 mL) and 0.6 g molecular sieves (6 Å) were added. The mixture was degassed by bubbling argon through the stirred solution for 15 min after which BF 3 ·Et 2 O (0.040 mL, 0.3 mmol, 0.1 equiv) was added dropwise and stirring was continued for 4 h. Afterwards DDQ (680 mg, 3.0 mmol, 1 equiv) was added and stirring was continued for a further hour, followed by the addition of TEA (2 mL). The major impurities were removed by filtration of the crude reaction mixture through a silca plug with CH 2 Cl 2 as the eluting solvent. Pure product 5 was obtained by subsequent column chromatography (SiO 2 , petroleum ether/CH 2 Cl 2 7:3) as shimmering violet crystals (270 mg, 0.88 mmol, 29%). Triethylamine (2 mL) was added to a stirred solution of 10 (2,688 g, 9.77 mmol, 1 equiv) and (Boc) 2 O (3.271 g, 15.00 mmol, 1.5 equiv) dissolved in 100 mL CH 2 Cl 2 .
After all of the starting material was consumed (TLC, ca 16 h) the solvent was removed under reduced pressure and excess (Boc) 2 
Target bisammonium porphyrin salt (A2)
Trifluoroacetic acid (3 mL) was added to a stirring solution of 13 (150 mg, 0.10 mmol, 1 equiv) in CH 2 Cl 2 and the resulting solution was stirred for 3 d. When no starting material was left (TLC), the solvent was removed under reduced pressure until dryness, the residue was dissolved in CH 2 Cl 2 and washed with 1 M NaOH solution.
The combined organic phases were dried over MgSO 4 and concentrated under reduced pressure to obtain 14 as a purple solid (120 mg, 0.10 mmol, 97%) which was used without further purification. After 10 min of stirring, H 2 O was added slowly until the precipitation of the desired compound occurs. The precipate was collected by centrifugation and was then redissolved in MeOH to repeat the precipitation. This procedure was repeated two more times to obtain A4 (703 mg, 0.12 mmol, 68%). 
3-Formyl-dibenzo[24]crown-8 (20)
3,4-Dihydroxybenzaldehyde (1.381 g, 10.00 mmol, 1 equiv) was dissolved in 100 mL of dry DMF in two necked round-bottomed flask and Cs 2 CO 3 powder (11.40 g, 35.00 mmol, 3.5 equiv) was added. The mixture was allowed to stir for 15 min, after which 19 (5.50 g, 12.66 mmol, 1.1 equiv) dissolved in 100 mL of dry DMF was added dropwise over 2 h at 60 °C. Then the temperature was raised to 85 °C and the reaction mixture was stirred for 5 d at this temperature. Afterwards the solvent was removed under reduced pressure, 100 mL of water were added to the residue and the mixture was extracted with CH 2 Cl 2 three times. The combined organic extracts were dried over anhydrous sodium sulfate and the solvent was removed under reduced pressure to give the crude product. Subsequent purification by column chromatography (SiO 2 , CH 2 Cl 2 /MeOH 98:2) yielded 20 (2.1 g, 4.00 mmol, 40%) as a white powder. Then TEA (1 mL) was added and the major impurities were removed by filtration through a silica plug using CH 2 Cl 2 as eluent. The pure product was obtained by column chromatography (neutral alumina, CH 2 Cl 2 /petrolether 1:3) and preparative GPC as a purple solid (0.80 g, 1.12 mmol, 59%). 
